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(54) A manufacturing method for calcium fluoride and calcium fluoride for photolithography 



(57) A manufacturing method for a single crystal of 
calcium fluoride by which it is possible to obtain a single 
crystal of calcium fluoride with adequately small double 
refraction, which can be used in optical systems for pho- 
tolithography, and in particular, a single crystal of calci- 
um fluoride with a large diameter (0 200 mm or larger) 
having superior optical properties, which can be used 
for photolithography with a wavelength of 250 nm or 
less. A manufacturing method for a single crystal of cal- 
cium fluoride, having its optical properties improved 
through an annealing process in which a single crystal 
of calcium fluoride is contained in a sealable container, 
and said container is scaled and vacuumed, followed 
by, a process of heating with a heater arranged external 
to said container so that the temperature inside said 
container is raised to a first temperature, which is lower 
than the melting point of said single crystal of calcium 
fluoride, a process by which the temperature inside said 



container is maintained at said first temperature for a 
designated period of time, and a process by which the 
temperature inside said container is lowered to room 
temperature, wherein, the maximum temperature of the 
annealing process is set to be a first temperature within 
the range of 1020 to 1150 °C. Also provided is a manu- 
facturing method for a single crystal of calcium fluoride 
having its optical properties improved through an an- 
nealing process such that, its maximum temperature 
during the thermal process is set to a first temperature 
which is within the range of 1 020 to 1 1 50 0 C, and which 
is maintained for a designated period of time, and its 
cooling speed for reaching a second temperature, which 
is in the range of (or around) 600 to 800 ° C, from said 
first temperature is set to be 1.2 °C/hour or less, or its 
cooling speed for reaching a second temperature, which 
is in the range of (or around) 700 to 900 ° C, from said 
first temperature is set to be 1 .2 ^C/hour of less. 
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Description 

BACKGROUND OF THE INVENTION 
5 Field of the Invention 

[0001] The present Invention relates to a manufacturing method for a single crystal of calcium fluoride with a large 
diameter (0 200 mm or greater) and superior optical properties, which can be used appropriately in an optical system 
as the lens and windows of various devices using KrF, ArF excimer lasers and F 2 lasers (such as a stepper, CVD 
10 device, or nuclear fusion device), and in particular, for photolithographic devices with a wavelength of 250 nm or less 
(such as photolithographic devices that utilize KrF, ArF excimer lasers and F 2 lasers), and a single crystal of calcium 
fluoride for photolithography (a wavelength of 200 nm or less). 



1S 



Discussion of the Related Art 



[0002] Currently, VLSI has been experiencing increasingly higher integration and higher functionalization. In the field 
of theoretical VLSI, progress is being made on a "system on a chip" in which larger systems are loaded on a chip. 
Along with this, microscopic processes and higher integration have been required for wafers, for example of silicon, 
which is the substrate. In photolithography, in which microscopic patterns of integrated circuits are exposed and fran- 
co scribed on a wafer, for example of silicon, an exposing device called a stepper has been used. 

[0003] Using DRAM as an example of VLSI, recently, a capacity of 256 M or more has been Using DRAM as an 
example of VLSI, recently, a capacity of 256 M or more has been realized and the width of the processed line has 
become very small (0.35 ujti or less). Therefore, the projection lens of the stepper, which is the key to photolithographic 
technology, requires superior image formation performance (resolution, focal depth). 
2S [0004] The resolution and focal depth are determined by the wavelength of the light used for the exposure and the 
numerical aperture (NA) of the lens. When the exposure wavelength X is the same, smaller patterns have a larger 
angle of diffracting light, and therefore, unless the NA of the lens is large : the diffracting light cannot enter. In addition, 
the shorter the exposing wavelength X, the smaller the angle of the diffracting light, and therefore, a small NA for the 
lens is acceptable. 

30 [0005] The resolution and the focal depth are expressed in the following formulas: 

Resolution = k1 * A/NA, and 

Focal depth = k2 * X,(NA) 2 

where k1 and k2 are proportional constants. 

3$ A 

[0006] From the formulas above, it is understood that in order to improve the resolution, it is desirable to increase 
the NA of the lens (to enlarge the diameter of the lens) or to shorten the exposure wavelength X. Shortening X is more 
advantageous from the point of view of the focal depth. 

[0007] First, the shortening of the wavelength of light is described. The exposure wavelength X has continued to 
40 become shorter, and steppers that use KrF excimer laser light (wavelength of 248 nm) as the light source have appeared 
on the market. There are very few optical materials that can be used for photolithography in the short wavelength range 
of 250 nm or less. There have been two kinds of materials, calcium fluoride and silica glass that have been used. 
[0008] Next, the enlargement of the diameter of the lens is described. Simply having a large diameter is not enough. 
A silica glass or a single crystal of calcium fluoride with superior optical properties, such as uniformity of the refractive 
4S index, is required. Here, an example of a manufacturing method for a single crystal of calcium fluoride from the prior 
art is described. A single crystal of calcium fluoride bas been manufactured through the Bridgeman method (Stock- 
burger method, crucible lowering method). In the case of a single crystal of calcium fluoride used in the range of 
ultraviolet or vacuum ultraviolet light, natural calcium fluoride is not used as the material. In general, a high-purity 
material produced through chemical synthesis is used. Although it is possible to use powdered material, in this case, 
50 there is significant mass reduction during fusing, and therefore, normally, half-fused products or the crushed form are 
used. 

[0009] First, a crucible filled with said material is placed in a growth device. Then, the inside of the growth device is 
maintain with a vacuumed atmosphere of 10-3 to 10* 4 Pa. Next, the temperature inside the growth device is raised to 
the melting point of the calcium fluoride or higher, and the material inside the crucible is fused. At this point, in order 

S A ._to prevent temporal changes of the temperature inside the growth device, the temperature is controlled by a constant 

electrical output or a high-precision PID control. 

[0010] At the stage of crystal growth, gradual crystallization occurs from the bottom of the crucible by lowering the 
crucible at a speed of 0.1 to 5 mm/h. The crystal growth is finished at the point when it is crystalized to the top portion 
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of the fused liquid. Then, it undergoes simple and gradual cooling, avoiding sudden cooling, so that the grown crystal 
(ingot) will not be cracked. When the temperature inside the growth device is reduced to room temperature, the device 
is released to the normal atmosphere and the ingot is removed. 

[0011] In the case of calcium fluoride for small-sized optical parts and windows where uniformity is not required, after 
s the ingot is cut out, it is processed to the final product via a process such as rounding. In the case of a single crystal 
of calcium fluoride used in, for example, the projection lens of a stepper, which requires high uniformity, simple annealing 
is applied to the ingot. Then, after it is cut and processed to the appropriate size for the product with a given purpose, 
further annealing is applied. 

[0012] In Patent Publication Tokukai Heisei 8 (1996)-5801, there is a disclosure of calcium fluoride for photolithog- 
io raphy in which the optical path difference due to double refraction in either direction of the 3 axes is 10 nm/cm, when 
it is used in the specific wavelength band of 3 50 nm or less. The influence that the optical path difference imparts to 
the imaging performance of the optical system is expressed as a numerical value which is the multiple of the wavelength 
(such as A/10), and the smaller the coefficient, the smaller the influence. 

[0013] For example, with an optical path difference of 10 nm, when the wavelength X = 248 nm, the optical path 
15 difference becomes 10/248 = 0.040 X, and when X = 1 93 nm, the optical path difference becomes 10/1 93 = 0,052 X. 
I n other words, even with the same optical path difference of 1 0 nm, the result is that a X of 1 93 nm has a greater effect 
and the imaging performance becomes worse. Therefore, for the projection lens of a stepper that be used with the 
next generation ArF excimer laser (wavelength of 193 nm), an optical path difference of 10 nm/cm is not adequate 
enough. Thus, calcium fluoride with an even smaller optical path difference due to double refraction is required. 
20 [0014] Hereinafter, the optical path difference per unit length due to double refraction is simply called double refrac- 
tion. Also, in general, this double refraction is often called strain. This is because even if there is no double refraction 
in the material itself, double refraction is often generated due to strains. 

[0015] As described above, calcium fluoride is manufactured through the Bridgeman method. After calcium fluoride 
is grown through the Bridgeman method, the calcium fluoride is gradually cooled at a rate at which it will not crack (or 
25 to the extent that cutting is possible) and then it is taken out as an ingot. Sometimes, an ingot is directly cut to size for 
a given purpose, however, the greater the mass, the greater the double refraction and the non uniformity of the refraction 
index. Therefore, said ingot is cut into multiple blocks and then goes through a further annealing process so that the 
quality is improved. 

[0016] From the point of view of productivity, in general, the period of this annealing process has, in the past, been 
30 one to two weeks. Therefore, the cooling speed during the cooling stage, which takes a large percentage of the time 
of the entire annealing process, has been set to be 10 to 5 °C/hour. However, a single crystal of calcium fluoride 
obtained through this type of annealing (thermal process) for a single crystal of calcium fluoride has problems in that 
the refractive index has poor uniformity and the double refraction is too large. Therefore, it is difficult to obtain a single 
crystal of calcium fluoride that can be used in an optical system for photolithography. In particular, the problem existed 
35 in which a single crystal of calcium fluoride with a large diameter (0 200 mm or greater) that could be used for photo- 
lithography with a wavelength of 250 nm or less could not be obtained. 

[0017] Accordingly, the present invention is directed to a manufacturing method for calcium fluoride and calcium 
fluoride that substantially obviates one or more of the problems due to the imitations and disadvantages of the related 
art. 



40 



Summary of the Invention 



[0018] An objective of the present invention is to provide a manufacturing method for a single crystal of calcium 
fluoride, which makes it possible to obtain a single crystal of calcium fluoride with a superior uniform refractive index 
45 and sufficiently small double refraction that can be used for the optical systems in photolithography, and in particular 
a large diameter (0 200 mm or greater) single crystal of calcium fluoride with superior optical properties that can be 
used for photolithography with a wavelength of 250 nm or less by applying an annealing process to the single crystal 
of calcium fluoride. 

[0019] Another objective of the present invention is not only to obtain a large diameter (0 200 mm or greater) single 
50 crystal of calcium fluoride with superior optical properties as described above, but also, to provide a manufacturing 
method for a single crystal of calcium fluoride in which the above-mentioned effect and productivity can be well-bal- 
anced. 

[0020] In addition, another objective of the present invention is to provide a single crystal of calcium fluoride for 
photolithography (wavelength of 200 nm or less). 
55 [0021] Additional features and advantages of the invention will be set forth in the description which lollows, and in 
part will be apparent from the description, or may be learned by practice of the invention. The objectives and other 
advantages of the invention will be realized and attained by the structure particularly pointed out in the written descrip- 
tion and claims hereof as well as the appended drawings. 



3 



EP 0 939 147 A2 



[0022] To achieve these and other advantages and in accordance with the purpose of the present invention, as 
embodied and broadly described, in one aspect of the present invention there is provided a manufacturing method for 
a single crystal of calcium fluoride, having its optical properties improved through an annealing process comprising 
the steps of providing a single crystal of calcium fluoride in a sealable container, sealing the container with a vacuum, 

5 then heating the container with a heater arranged external to the container such that a temperature inside the container 
is raised to a first temperature, which is lower than a melting point of the single crystal of calcium fluoride, maintaining 
the temperature inside the container at the first temperature for a designated period of time, lowering the temperature 
inside the container to room temperature, wherein, the first temperature is between 1020 °C to 1150 °C. 
[0023] In another aspect of the present invention, there is provided a manufacturing method for a single crystal of 

10 calcium fluoride having its optical properties improved comprising the steps of providing a single crystal of calcium 
fluoride and a fluorination agent in a second container arranged in a sealable first container, sealing the first container 
with a vacuum, then heating the first container with a heater arranged external to the first container such that a tem- 
perature inside the second container is raised to a first temperature, which is lower than a melting point of the single 
crystal of calcium fluoride, while the second container is filled with a fluorine gas atmosphere, maintaining the temper- 

15 ature inside the second container at the first temperature for a designated period of time, lowering the temperature 
inside the first container and the temperature inside the second container to room temperature, opening the inside of 
the first container to a normal atmosphere, wherein, the first temperature is between 1020 °C and 1150 °C. 
[0024] In another aspect of the present invention, there is provided a manufacturing method for a single crystal of 
calcium fluoride, having its optical properties improved comprising the steps of providing a single crystal of calcium 

20 fluoride in a sealable container, sealing the container with a vacuum, then heating the container with a heater arranged 
external to the container such that a temperature inside the container is raised to a first temperature, which is lower 
than a melting point of the single crystal of calcium fluoride, maintaining the temperature inside the container at the 
first temperature for a designated period of time, lowering the temperature inside the container to room temperature, 
wherein, the container is filled with an inert gas, and the inside of the container is maintained at an atmosphere of 

25 approximately 1 atm such that the single crystal of calcium fluoride is not oxidized. 

[0025] In another aspect of the present invention, there is provided a manufacturing method for a single crystal of 
calcium fluoride having its optical properties improved comprising the steps of providing a single crystal of calcium 
fluoride and a fluorination agent in a second container arranged in a sealable first container, sealing the first container 
with a vacuum, then heating the first container with a heater arranged external to the first container such that the 

30 temperature inside the second container is raised to a first temperature, which is lower than a melting point of the single 
crystal of calcium fluoride, while the second container is filled with a fluorine gas atmosphere, maintaining the temper- 
ature inside the second container at the first temperature for a designated period of time, lowering the temperature 
inside the second container to room temperature, and opening the inside of the first container to a normal atmosphere, 
wherein, at a minimun, in order to prevent oxidation of the single crystal of calcium fluoride during the process, the 

35 process is carried out such that the fluorination agent is vaporized and becomes a fluorine gas atmosphere inside of 
the second container, while a pressure inside the first container is maintained at approximately 1 atm. 
[0026] In another aspect of the present invention, there is provided a manufacturing method for a single crystal of 
calcium fluoride, having its optical properties improved comprising the steps of providing a single crystal of calcium 
fluoride in a sealable container, sealing the container with a vacuum, then heating the container with a heater arranged 

40 external to the container such that a temperature inside the container is raised to a first temperature, which is lower 
than a melting point of the single crystal of calcium fluoride, maintaining the temperature inside the container at the 
first temperature for a designated period of time, lowering the temperature inside the container to room temperature, 
wherein, the first temperature, which is between 1020 °C and 1150 ° C, is lowered to a second temperature, which is 
in the range of around 600 °C to 900 0 C, at a rate of 1 .2 °C/hour or less. 

45 [0027] In another aspect of the present invention, there is provided a single crystal of calcium fluoride for photoli- 
thography, having a wavelength of 250 nm or less, with a diameter of 0 200 mm or greater, with double refraction value, 
in the direction of the axis of light, that is 2 nm/cm or less. 

[0028] It is to be understood that both the foregoing general description and the following detailed description are 
exemplary and explanatory and are intended to provide further explanation of the invention. 

so 

BRIEF DESCRIPTION OF THE ATTACHED DRAWINGS 

[0029] The accompanying drawings, which are included to provide a further understanding of the invention and are 
incorporated in and constitute a part of this specification, illustrate embodiments of the invention and together with the 
55 description serve to explain the principles of the invention. 
[0030] In the drawings: 

FIG. 1 is a temporal graph that shows the schedule of the annealing process in the first preferred embodiment, 
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FIG. 2 is a temporal graph that shows the schedule of the annealing process in the second preferred embodiment; 
FIG. 3 is a temporal graph that shows the schedule of the annealing process in the first comparative example of 
the prior art; 

FIG. 4 is a temporal graph that shows the schedule of the annealing process in the third preferred embodiment; 
s FIG. 5 is a temporal graph that shows the schedule of the annealing process in the fourth preferred embodiment; 

and 

FIG. 6 is a temporal graph that shows the schedule of the annealing process of the second comparative example 
of the prior art. 

10 DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0031] The present invention provides a manufacturing method for a single crystal of calcium fluoride, having its 
optical properties improved through an annealing process in which a single crystal of calcium fluoride is contained in 
a sealable container, and the container is sealed and vacuumed, followed by, a process of heating with a heater ar- 

15 ranged external to the container so that the temperature inside the container is raised to a first temperature, which is 
lower than the melting point of the single crystal of calcium fluoride, a process by which the temperature inside the 
container is maintained at the first temperature for a designated period of time, and a process by which the temperature 
inside the container is lowered to room temperature, wherein, the maximum temperature of the annealing process is 
set to be a first temperature within the range of 1020 °C to 1150 °C. 

20 [0032] The invention also provides a manufacturing method for a single crystal of calcium fluoride having its optical 
properties improved through an annealing process in which a second container containing a single crystal of calcium 
fluoride and a fluorination agent is arranged in a sealable first container, the first container is sealed, and the inside of 
the first container is vacuumed, followed by, a process in which, by heating with a heater arranged external to the first 
container, the temperature inside the first container and/or the temperature inside the second container is raised to a 

25 first temperature, which is lower than the melting point of the single crystal of calcium fluoride, while the second container 
is filled with a fluorine gas atmosphere, a process in which the temperature inside the first container and/or the tem- 
perature inside the second container is maintained at the first temperature for a designated period of time, a process 
in which the temperature inside the first container and/or the temperature inside the second container is lowered to 
room temperature, and a process in which the inside of the first container is opened to a normal atmosphere, wherein, 

30 the maximum temperature of the annealing process is set to be a first temperature within the range of 1020°Cto 1150 

[0033] The invention also provides a manufacturing method for a single crystal of calcium fluoride, having its optical 
properties improved through an annealing process in which a single crystal of calcium fluoride is contained in a sealable 
container, and the container is sealed and vacuumed, followed by, a process of heating with a heater arranged external 

35 to the container such that the temperature inside the container is raised to a first temperature, which is lower than the 
melting point of the single crystal of calcium fluoride, a process by which the temperature inside the container is main- 
tained at the first temperature for a designated period of time, and a process by which the temperature inside the 
container is lowered to room temperature, wherein, a balance between the effect of improving the optical properties 
of the single crystal of calcium fluoride and productivity (delivery time and cost) is achieved, such that, during the 

40 coolling process in the high temperature range, in which there is a particularly great effect from the cooling speed on 
the improvement of the optical properties of the single crystal of calcium fluoride, the cooling is conducted with sufficient 
slowness. However, during the cooling process in the low temperature range (the range with a lower temperature than 
the high temperature range), which has less of such an effect, the cooling is faster as the temperature gets lower. 
[0034] The invention also provides a manufacturing method for a single crystal of calcium fluoride, having its optical 

45 properties improved through an annealing process in which a single crystal ol calcium fluoride is contained in a sealable 
container, and the container is sealed and vacuumed, followed by, a process of heating with a heater arranged external 
to the container such that the temperature inside the container is raised to a first temperature, which is lower than the 
melting point of the single crystal of calcium fluoride, a process by which the temperature inside the container is main- 
tained at the first temperature for a designated period of time, and a process by which the temperature inside the 

50 container is lowered to room temperature, wherein, an annealing process is carried out by filling an inert gas in the 
container, and maintaining the atmosphere inside the container at 1 atm (or approximately 1 atm) in order to prevent 
oxidation of the single crystal of calcium fluoride during the annealing process. 

[0035] The invention also provides a manufacturing method for a single crystal of calcium fluoride having its optical 
properties improved trough an annealing process in which a second container containing a single crystal of calcium 
55 fluoride and a fluorination agent is arranged in a sealable first container, the first container is sealed, and the inside of 
the first container is vacuumed, followed by, a process in which, by heating with a heater arranged external to the first 
container, the temperature inside the first container and/or the temperature inside the second container is raised to a 
first temperature, which is lower than the melting point of the single crystal of calcium fluoride, while the second container 
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is 



20 



is filled with a fluorine gas atmosphere, a process in which the temperature inside the first container and/or the tem- 
perature inside the second container is maintained at the first temperature for a designated period of time, a process 
in which the temperature inside the first container and/or the temperature inside the second container is lowered to 
room temperature, and a process in which the inside of the first container is opened to a normal atmosphere, wherein, 
at a minimum, in order to prevent oxidation of the single crystal of calcium fluoride during the annealing process, the 
annealing process is carried out such that the fluorination agent is vaporized and becomes a fluorine gas atmosphere 
inside of the second container, while the pressure inside the first container is maintained at 1 atm (or approximately 1 
atm). 

[0036] The invention also provides a manufacturing method for a single crystal of calcium fluoride having its optical 
properties improved through an annealing process in which, its maximum temperature during the annealing process 
is set to a final temperature which is within the range of 1020 to 1150 °C, and which is maintained for a designated 
period of time, and its cooling speed for reaching a second temperature, which is in the range of (or around) 600 0 C 
to800 °C, from the first temperature is set to be 2 °C/hour or less, or its cooling speed for reaching a second temperature, 
which is in the range of (or around) 700 °C to 900 °C, from the first temperature is set to be 2 °C/hour or less. 
[0037] The invention also provides a manufacturing method for a single crystal of calcium fluoride, having its optical 
properties improved th rough an annealing process in which a single crystal of calcium fluoride is contained in a sealable 
container, and the container is sealed and vacuumed, followed by, a process of heating with a heater arranged external 
to the container so that the temperature inside the container is raised to a first temperature, which is lower than the 
melting point of the single crystal of calcium fluoride, a process by which the temperature inside the container is main- 
tained at the first temperature for a designated period of time, and a process by which the temperature inside the 
container is lowered to room temperature, wherein, the maximum temperature of the annealing process is set to be a 
first temperature within the range of 1020 °C to 1150 °C, and the cooling speed for reaching a second temperature, 
which is in the range of (or around) 600 °C to BOO °C from the first temperature, is set to be 2 °C/hour or less, or the 
cooling speed for reaching a second temperature, which is in the range of (or around) 700 °C to 900 °C from the first 
2S temperature, is set to be 2 °C/hour or less. 

[0038] The invention also provides a manufacturing method for a single crystal of calcium fluoride having its optical 
properties improved through an annealing process in which a second container containing a single crystal of calcium 
fluoride and a fluorination agent is arranged in a sealable first container, the first container is sealed, and the inside of 
the first container is vacuumed, followed by, a process in which by heating with a heater arranged external to the first 
30 container, the temperature inside the first container and/or the temperature inside the second container is raised to a 
first temperature, which is lower than the melting point of the single crystal of calcium fluoride, while the second container 
is filled with a fluorine gas atmosphere, a process in which the temperature inside the first container and/or the tem- 
perature inside the second container is maintained at the first temperature for a designated period of time, a process 
in which the temperature inside the first container and/or the temperature inside the second container is lowered to 
3S room temperature, and a process in which the inside of the first container is opened to a normal atmosphere, wherein, 
the maximum temperature of the annealing process is set to be a first temperature within the range of 1 020 °C to 1 1 50 
°C, and the cooling speed for reaching a second temperature, which is in the range of (or around) 600 °C to 800 P C 
from the first temperature, is set to be 1 .2 °C/hour or less, or the cooling speed for reaching a second temperature, 
which is in the range of (or around) 700 °C to 900 °C from the first temperature, is set to be 1 .2 °C/hour or less. 
[0039] The invention further provides a method of manufacturing for a single crystal of calcium fluoride for photoli- 
thography (a wavelength of 250 nm or less) with a large diameter (0 200 mm or greater) wherein the double refraction 
value, in the direction of the axis of light, is 2 nm/cm or less. 

[0040] For the annealing process that is conducted in order to improve the optica! properties of a single crystal of 
calcium fluoride (such as reducing double refraction), not only are the kind of device and atmosphere that are utilized 
important, but also the type of schedule that is used becomes an important point. For example, it is essential for 
schedules to include what the maximum temperature in degrees °C of the annealing should be, how long it should 
take to increase the temperature from room temperature to the maximum temperature, how long the maximum tem- 
perature should be maintained, and then how long it should take to cool to room temperature. 

[0041] Therefore, after the present inventor's diligent research, it was found that 1020°Cto 1150 °C is the optimum 
maximum temperature. In other words, when the maximum temperature is 1150 °C or greater, defects, which become 
the cause of scattering, are easily generated inside the calcium fluoride. When the maximum temperature is 1020 °C 
or less, the annealing effect to improve the optical properties is not sufficient. Therefore, the manufacturing method of 
the present invention has the maximum temperature of the annealing process set to be a designated temperature (first 
temperature) within the range of 1020 °C to 1150 °C. 

[0042] Therefore, with the present invention, it is possible to obtain a single crystal of calcium fluoride with a uniform 
refractive index and sufficiently small double refraction, which can be used in an optical system for photolithography, 
and in particular, it is possible to obtain a single crystal of calcium fluoride with a large diameter (0 200 mm or greater) 
having desirable optical properties, that can be used for photolithography with a wavelength of 250 nm or less. For 
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example, approximately 24 hours is adequate for the period of time that said maximum temperature should be main- 
tained, however, it is desirable that as the diameter and mass of the processed object (single crystal of calcium fluoride) 
increases, the period also increases. The heating speed from room temperature to the maximum temperature can be 
set to the extent that there are no adverse effects on the processed object (single crystal of calcium fluoride) due to 
s the thermal shock. 

[0043] Next, the cooling process after the maximum temperature is maintained for the designated period of time, as 
mentioned above, is described. This process is particularly important in order to improve the optical properties of the 
processed object (single crystal of calcium fluoride). In other words : the slower the cooling speed, the greater the effect 
of the improvement on the optical properties. However, when the cooling speed is too quick, an adequate effect cannot 
10 be obtained. Therefore, in the manufacturing method of the present invention, the cooling speed from said maximum 
temperature (first temperature) to room temperature is set to be 2 °C/hour or less. 

[0044] The present inventors discovered that the cooling speed in the high temperature range from the maximum 
temperature to the designated temperature (second temperature), which is in the range of (or around) 600 °C to 800 
°C, or in the range of (or around) 700 °C to 900 °C, in particular, imparts a great effect on the optical properties of the 

is processed object (single crystal of calcium fluoride). Therefore, in the manufacturing method of the present invention, 
the cooling speed from said maximum temperature (first temperature) to a designated temperature (second tempera- 
ture), which is in the range of (or around) 600 °C to 800 °C, or in the range of (or around) 700 °C to 900 °C, is set to 
be 2 D C/hour or less. With the present invention, it is possible to obtain a single crystal of calcium fluoride with a large 
diameter ( 0 200 mm or greater) having extremely superior optical properties, that can be used for photolithography 

20 with a wavelength of 250 nm or less. 

[0045] The length of the cooling period imparts a great effect on productivity (delivery time and cost), and therefore, 
from this point of view, it is desirable to have as short a cooling period as possible. Thus, the present inventors has 
created a balance between the effect of improving the optical properties of the processed object (single crystal of 
calcium fluoride) and productivity, such that, during the cooling process in the high temperature range, for which there 

25 js a particularly great effect from the cooling speed on the improvement of the optical properties of the processed object 
(single crystal of calcium fluoride), the cooling is conducted with sufficient slowness as described above. However, 
during the cooling process in the low temperature ranges, which has less of such an effect, it is cooled faster as the 
temperature gets lower. More precisely, in the manufacturing method of the present invention, during the cooling proc- 
ess in the high temperature range, which is from said designated temperature (first temperature) to another designated 

30 temperature (second temperature), which is in the range of (or around) 600 °C to 800 °C or 700 °C to 900 °C, the 
cooling speed is set to be 2 °C/hour or less, and during the cooling process in the low temperature range, which is 
from said designated temperature (second temperature) to room temperature, the cooling speed is set to be 5 °C/hour 
or less. Therefore, with the present invention, not only can a single crystal of calcium fluoride with a large diameter (0 
200 mm or greater) having superior optical properties be obtained by said effect, but also, said effect and productivity 

35 are balanced. 

[0046] As described above, for the annealing process for a large diameter calcium fluoride (0 200 mm or greater), 
it is important to cool very slowly (cooling speed: 2 °C/hour or less) during the cooling process in the high temperature 
range, because there is a very large effect on the improvement of the optical properties of the processed object (single 
crystal of calcium fluoride) due to the cooling speed. For example, as described in a comparative example later, the 
40 cooling is carried out from the maximum temperature to 900 °C (high temperature range) with the overly fast speed of 
3 0 C/hour, and calcium fluoride with superior optical properties could not be obtained. 

[0047] Also, for the later cooling process in the low temperature range, sudden cooling should be avoided. It is 
preferable to make a single process (a cooling speed) into multiple stages (two or more cooling speeds) during the 
cooling process in the high temperature range and/or low temperature range (in particular the cooling process at high 

45 temperatures), as the processed object (single crystal of calcium fluoride) becomes larger. 

[0048] In other words, it is preferable to subdivide (add one, or two or more cooling processes at a speed which is 
lower than a cooling speed during a single stage) the cooling process in the high temperature range and/or low tem- 
perature range (in particular, the cooling process at high temperatures) as the processed object (single crystal of calcium 
fluoride) becomes larger, to the extent that productivity can be adequately upheld. In this case, along with the increase 

50 in the number of subdivisions, the entire high temperature range and/or low temperature range can be expanded. 

[0049] In addition, as the processing object (single crystal of calcium fluoride) becomes larger, it is preferable that 
the temperature range in which the second temperature is included is raised (shifted to a higher temperature) and the 
temperature range is narrowed to the extent that the productivity can be sufficiently maintained. For example, as the 
processed object (single crystal of calcium fluoride) becomes larger, it is preferable to change the temperature range 

55 of 600 °C to 800 °C or the range of (or around) 700 °C to 900 0 C, in which the second temperature is included, to a 
higher or narrower range such as 650 °C to 850 °C, 750 °C to 950 °C, 700 *C to 800 °C, 800 °C to 900 °C, 800 D C to 
850 °C, 850 °C to 900 °C, or 900 °C to 950 °C, to the extent that productivity can be sufficiently maintained. 
[0050] Alternatively, as the processed object (single crystal of calcium fluoride) becomes larger, it is preferable to 
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appropriately use together some conditions such as the subdivisions of the cooling process, expansion or reduction 
of the temperature range in which the second temperature is included, and the shifting of each temperature range to 
a higher temperature, to the extent that productivity can be sufficiently maintained. By having said structure, even if 
the processed object (single crystal of calcium fluoride) is further enlarged, not only can a single crystal of calcium 
fluoride with a large diameter having superior optical properties, which can be used for photolithography with a wave- 
length of 250 nm or less, be obtained, but also productivity can be sufficiently maintained. 

[0051] The manufacturing method of the single crystal of calcium fluoride of the present invention is effective for 
obtaining a single crystal of calcium fluoride with a large diameter (0 200 mm or greater) and a double refraction value 
in the direction of the axis of light of 2 nm/cm or less, which can be used in an optical system for photolithography with 
a wavelength of 250 nm or less. Furthermore, the manufacturing method of the single crystal of calcium fluoride of the 
present invention is effective for obtaining a single crystal of calcium fluoride with a large diameter (0 200 mm or greater) 
and a double refraction value in the off-axis direction perpendicular to the axis of light of 5 nm/cm or less, which can 
be used in an optical system for photolithography with a wavelength of 250 nm or less. 

[0052] The manufacturing method of the single crystal of calcium fluoride of the present invention is effective for 
obtaining a single crystal of calcium fluoride with a large diameter (0 200 mm or greater) that can be used in an optical 
system for photolithography with a wavelength of 250 nm or less, in addition, the manufacturing method of the single 
crystal of calcium fluoride of the present invention is effective for obtaining a single crystal of calcium fluoride with a 
large diameter (0 200 mm or greater) and a difference in the refractive index An of 2 x 10~ 6 or less that can be used in 
an optical system for photolithography with a wavelength of 250 nm or less. 

[0053] As described above, calcium fluoride with a small double refraction, which has not been possible for calcium 
fluoride of 0 200 mm or greater, becomes possible with the present invention. Therefore, calcium fluoride that can be 
used in practice for photolithography (with a wavelength of 250 nm or less) can be supplied. In addition, the uniformity 
of the refractive index has reached adequate uniformity. Namely, in the past, a single crystal of calcium fluoride with a 
large diameter (0 200 mm or greater) and a small double refraction value for photolithography (wavelength of 250 nm 
or less), could not be obtained, however, it is now possible to manufacture such a crystal with the present invention. 
[0054] The measurement of the double refraction for a material (calcium fluoride) with a diameter of 200 mm and a 
thickness of 50 mm was carried out in the direction perpendicular to the plane (hereinafter referred to as the direction 
of the axis of light) and in the direction perpendicular to that (hereinafter referred to as the off-axis direction). There 
was a rotation of 360 degree in the off-axis direction, however, when the measurement was carried out, it was found 
that they had approximately the same value. In addition, it was found that the one in the off-axis direction had twice 
the optical path difference per unit length than the one in the direction of the axis of light. 

[0055] It is preferable that the manufacturing device used for the present invention, to obtain calcium fluoride with 
superior optical properties with annealing, is comprised of a container to surround the processed object (calcium flu- 
oride) and a heating device external to it. In addition, it is desirable for the processed object (calcium fluoride) to not 
experience an unevenness in temperature during the annealing process. 

[0056] An atmosphere of inert gas, a vacuum atmosphere or a fluorine atmosphere is used for the atmosphere during 
the annealing process because the oxidation reaction of calcium fluoride progresses in an ordinary atmosphere at 700 
°C or greater. In addition, it is desirable to set the pressure inside said container or the first container to be 1 atm (or 
approximately 1 atm), which is equivalent (or approximately equivalent) to the normal atomospheric pressure so that 
a single crystal of calcium fluoride for photolithography (wavelength of 250 nm or less) can be obtained with stability. 
This is because it prevents deformation and destruction of the annealing container (a sealable container or first con- 
tainer) due to the. difference between the normal atmospheric pressure (outside of the container) and the pressure 
inside the container under high temperature conditions. 

[0057] The present invention is described in detail using embodiments as follows, however, the present invention is 
not limited to these examples. 

First Preferred Embodiment 

[0058] The manufacturing device of the present embodiments, having the purpose of obtaining calcium fluoride su- 
perior optical properties using an annealing process, is comprised of a sealable first container (stainless container) 
that is sealed and vacuumed after a single crystal of calcium fluoride to be annealed is placed in it, a second container 
(carbon container) with the single crystal of calcium fluoride and a fluorination agent placed in it, which is arranged in 
said first container, a vacuuming system connected to said first container and a heater arranged external to said first 
container. 

[0059] Using this device, a single crystal of calcium fluoride with a large diameter (0 200 mm or greater) having 
superior optical properties that can be used for photolithography with a wavelengh of 250 nm or less was obtained by 
annealing calcium fluoride with a size of 0200 mm x 50 mm with the following schedule. As shown in Fig 1 , the entire 
process takes approximately 1 3 days. 
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TABLE 1 



10 



15 



20 



25 



30 



Temperature schedule 


Speed of temperature change 


Required time 


20 - 1050 °C 


50 °C/h 


21 h 


1050- 1050 °C 




24h 


1050 - 900 °C 


2 °C/h 


75 h j 


900 - 20 °C 


5 °C/h 


176 h I 



[0060] In other words, with the manufacturing method of the present embodiment, the maximum temperature of the 
annealing was set to be 1050 °C (first temperature within the range of 1020°C to 1150 °C) and maintained for a 
designated period of time (24 hours). During the cooling process in the high temperature range from said first temper- 
ature to 900 °C (second temperature in the range of 600 °C to 800 °C or in the range of 700 °C to 900 °C), the cooling 
speed was set to be 2 °C/hour (2 °C/hours or less). In addition, during the cooling process in the low temperature 
range, from said second temperature to room temperature, the cooling speed was set to be 5 °C/hour (5 °C/hour or less). 
[0061] The double refraction and the uniformity of the refractive index of the manufactured single crystal of calcium 
fluoride was measured. The maximum value of the double refraction (in the direction of the axis of light) was 1 .5 nm/ 
cm and the off-axis strain (double refraction in the off-axis direction) was 5 nm/cm. In addition, the uniformity of the 
refractive index was An = 1 .2E-6, and the RMS (root mean square) after spherical adjustment was 70E - 4k (X- 632.8 
nm). It had highly superior optical properties that can be used for photolithography with a'wavelength of 250 nm or less. 
[0062] In the present embodiment, because the cooling speed during the cooling process in the high temperature 
range has a particularly great effect on the improvement of the optical properties of the processed object (single crystal 
of calcium fluoride) cooling was conducted in the high temperature range with sufficient slowness. During the cooling 
process at the low temperature range, which has less of such an effect, the cooling was accelerated when the tem- 
perature decreased. Therefore, a balance between the effect of improving the optical properties of the processed object 
(single crystal of calcium fluoride) and productivity was achieved. 

[0063] Therefore, with the present embodiment, it is possible to obtain a single crystal of calcium fluoride with a 
uniform refractive index and sufficiently small double refraction, which can be used in an optical system for photoli- 
thography. Not only is it possible to obtain a single crystal of calcium fluoride with a large diameter (o 200 mm or 
greater) having superior optical properties, which can be used in particular for photolithography with a wavelength of 
250 nm or less, but also productivity can be adequately maintained. 



35 



40 



45 



so 



55 



Second Preferred Embodiment 

[0064] Using the same device as in the first embodiment, a single crystal of calcium fluoride with a large diameter 
(o 200 mm or greater) having superior optical properties, which can be used for photolithography with a wavelength 
of 250 nm or less, was manufactured by annealing calcium fluoride with a size of 0 21 0 mm x 52 mm, with the following 
schedule As shown in Fig. 2, the entire process takes approximately 25 days. 

TABLE 2 



Temperature schedule 


Speed of temperature change 


Required time 


20- 1080 °C 


30 °C/h 


35 h 


1080- 1080 °C 




36 h 


| 1080- 800 °C 


1 °C/h 


280 h 


800 - 20 °C 


3 °C/h 


260 h 



[0065] In other words, with the manufacturing method of the present embodiment, the maximum temperature was 
set to be 1 080 °C (first temperature in the range of 1020 °C to 1150 °C) and it was maintained for a designated period 
of time (36 hours). During the cooling process in the high temperature range from said first temperature to 800 °C 
(second temperature in the range of 600 °C to 800 °C or in the range of 700 °C to 900 °C), the cooling speed was set 
to be 1 °C/h(2 °C/h or less). During the cooling process in the low temperature range from said third temperature to 

room temperature, the cooling speed was set to be 3 *C/h (5 °C/h or less).- - — - 

[0066] The double refraction and the uniformity of the refractive index of the manufactured single crystal of calcium 
fluoride were measured. The maximum value of the double refraction (in the direction of the axis of light) was 1 .8 nm/ 
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10 



15 



20 



cm and the off-axis strain (double refraction in the off-axis direction) was 4 nm/cm. In addition, the uniformity of the 
refractive index was An = 1.8E-6, and the RMS (root mean square) after spherical adjustment was 58E - AX (X= 632.8 
nm). It had highly superior optical properties, which can be used for photolithography with a wavelength of 250 nm or 
less. 

[0067] In'the present embodiment, because the cooling speed during the cooling process in the high temperature 
range has a particularly great effect on the improvement of the optical properties of the processed object (single crystal 
of calcium fluoride), cooling was conducted in the high temperature range with sufficient slowness. During the cooling 
process in the low temperature ranges, which has less of such an effect, the cooling was accelerated when the tem- 
perature decreased. Therefore, a balance between the effect of improving the optical properties of the processed object 
(single crystal of calcium fluoride) and productivity was achieved. 

[0068] Therefore, with the present embodiment, it is possible to obtain a single crystal of calcium fluoride with a 
uniform refractive index and a sufficiently small double refraction, which can be used for photolithography. Not only is 
it possible to obtain a single crystal of calcium fluoride with a large diameter (0 200 mm or greater) having superior 
optical properties, which can be used in particular for photolithography with a wavelength of 250 nm or less, but also 
productivity can be adequately maintained. 

First Comparative Example 

[0069] Using the same device as in the first embodiment, a single crystal of calcium fluoride was manufactured by 
annealing calcium fluoride with a size of 0 200 mm x 50 mm with the following schedule. As shown in Fig. 3, the entire 
process takes approximately 12 days. 



TABLE 3 



25 



30 



35 



40 



45 



50 



55 



Temperature schedule 


Speed of temperature change 


Required Time | 


20- 1050 °C 


50 °C/h 


21 h | 


1050- 1050 °C 




24 h || 


1050-900 °C 


3°C/h 


50 h I 


900 - 20 °C 


5°C/h 


176 h | 



[0070] In other words, in the manufacturing method of the present comparative example, the maximum temperature 
of the annealing was set to be 1050 °C and it was maintained for a designated period of time (24 hours). Then it was 
cooled at a speed of 3 °C/h to 900 °C. Then from 900 °C to room temperature, the cooling speed was set to be 5 °C/ 
h in order to have better productivity. 

[0071] The double refraction and the uniformity of the refractive index of the manufactured single crystal of calcium 
fluoride was measured. The maximum value of the double refraction (in the direction of the axis of light) was 3.2 nm/ 
cm and the off-axis strain (double refraction in the off-axis direction) was 1 6 nm/cm. Therefore, it did not possess optical 
properties that could be used for photolithography with a wavelength of 250 nm or less. Namely, in the present com- 
parative example, during the cooling process in the high temperature range, which has a very large effect on the 
improvement of the optical properties of the processed object (single crystal of calcium fluoride) due to the cooling 
speed, cooling was carried out so fast that a single crystal of calcium fluoride with superior optical properties that could 
be used for photolithography with a wavelength of 250 nm or less could not be obtained. 

[0072] As described above, with the present invention, a single crystal of calcium fluoride with superior uniformity of 
the refractive index and a sufficiently small double refraction, which can be used in an optical system for photolithog- 
raphy can be obtained. In particular, a single crystal of calcium fluoride with a large diameter (0 200 mm or greater) 
having superior optical properties, which can be used for photolithography with a wavelength of 250 nm or less can 
be obtained. In addition, with the present invention, not only can a single crystal of calcium fluoride with a large diameter 
(0 200 mm or greater) having superior optical properties be obtained, but also productivity can be sufficiently main- 
tained. 

[0073] With the present invention calcium fluoride with a small double refraction, which has been impossible in the 
past for a large calcium fluoride of 0 200 mm or greater, can be obtained. Therefore, calcium fluoride that can be used 
in practice for photolithography (wavelength of 200 nm or less) can be supplied. In addition, the uniformity of the 
refractive index has reached a sufficient uniformity. The period of time required for the annealing process is 2 to 4 
weeks. This period of time is not a problem for production, and costs can be maintained at a minimum. 
[0074] Next will be considered a manufacturing process whereby it is possible to obtain a single crystal of calcium 
fluoride with a uniform refractive index and sufficiently small double refraction, which can be used in an optical system 
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for photolithography, and in particular, it is possible to obtain a single crystal ot calcium fluoride with a large diameter 
(o 230 mm or greater) having desirable optical properties, that can be used for photolithography with a wavelength of 
250 nm or less. 

[0075] It is desirable if the period of time that the maximum temperature, as described above, is maintained is longer 
5 when the diameter and mass of the processed object (single crystal of calcium fluoride) is greater For example, when 
a single crystal of calcium fluoride with o 230 mm or greater and a thickness of 50 mm or greater is annealed, it is 
desirable to have the maintenance time be 48 hours or greater. The heating speed from room temperature to the 
maximum temperature can be set to the extent that there are no adverse effects on the processed object (single crystal 
of calcium fluoride) due to the thermal shock. 
io [0076] Next, the cooling process after the maximum temperature is maintained for the designated period of time, as 
mentioned above, is described. This process is particularly important in order to improve the optical properties of the 
processed object (single crystal of calcium fluoride). In other words : the slower the cooling speed, the greater the effect 
of improvement on the optical properties. However, when the cooling speed is too quick, an adequate effect cannot 
be obtained. 

is [0077] The present inventors discovered that the cooling speed in the high temperature range from the maximum 
temperature to a designated temperature (second temperature), which is in the range of (or around) 600 °C to 800 °C, 
or in the range of (or around) 700 °C to 900 °C, in particular, imparts a great effect on the optical properties of the 
processed object (single crystal of calcium fluoride). Therefore, in the manufacturing method of the present invention, 
a single crystal of calcium fluoride with improved optical properties is manufactured by maintaining it at the maximum 

20 temperature of the annealing process, which is a designated temperature (first temperature) and which is in the range 
of 1020 °C to 1150 °C, for a designated period of time, and then during the cooling process in the high temperature 
range, from said designated temperature (first temperature) to a designated temperature (second temperature), which 
is in the range of (or around) 600 °C to 800 ° C, or in the range of (or around) 700 °C to 900 °C, the cooling speed is 
set to be 1 .2 °/hour or less. Therefore, with the present invention, it is possible to obtain a single crystal of calcium 

25 fluoride with a uniform refractive index and sufficiently small double refraction, which can be used in an optical system 
for photolithography, and in particular, it is possible to obtain a single crystal of calcium fluoride with a large diameter 
(o 230 mm or greater) having desirable optical properties, that can be used for photolithography with a wavelength of 
250 nm or less. 

[0078] The length of the cooling period imparts a great effect on productivity, and therefore, from this point of view, 
30 it is desirable to have as short a cooling period as possible. Thus, the present inventors has created a balance between 
the effect of improving the optical properties of the processed object (single crystal of calcium fluoride) and productivity, 
such that, during the cooling process in the high temperature range, for which there is a particularly great effect from 
the cooling speed on the improvement of the optical properties of the processed object (single crystal of calcium fluo- 
ride), the cooling is conducted with sufficient slowness as described above. However, during the cooling process in 
35 the middle and low temperature ranges, which has less of such an effect, it is cooled faster as the temperature gets 
lower. 

[0079] In other words, during the cooling process in the middle temperature range, which is from said designated 
temperature (second temperature) to another designated temperature (third temperature), which is in the range of (or 
around) 400 °C to 500 °C or 500 °C to 600 °C, the cooling speed is set to be 3 °C/hour or less : and during the cooling 
40 process in the low temperature range, which is from said designated temperature (third temperature) to room temper- 
ature, the cooling speed is set to be 5 °C/hour or less. Therefore, with the present invention, not only can a single 
crystal of calcium fluoride with a large diameter (0 230 mm or greater) having superior optical properties be obtained 
by said effect, but also, said effect and productivity are balanced. 

[0080] As described above, for the annealing process for a large diameter calcium fluoride (0 230 mm or greater), 
45 it is important to cool very slowly (cooling speed: 1 .2 °C/hour or less) during the cooling process in the high temperature 
range, because there is a very large effect on the improvement of the optical properties of the processed object (single 
crystal of calcium fluoride) due to the cooling speed. Even for the cooling process in the middle and low temperature 
ranges, it is better to avoid sudden cooling. For example, as described in a comparative example later, even if cooling 
is carried out from the maximum temperature to 900 °C (high temperature range) at a speed of 0.7 °C/hour : if it is then 
so cooled (middle and low temperature range) with the overly fast speed of 5 °C/hour, calcium fluoride with superior optical 
property cannot be obtained. 

[0081] It is preferable to make a single process (cooling speed) into multiple stages (two or more cooling speeds) 
during the cooling process in the high temperature range and/or middle temperature range (in particular the cooling 
process at high temperatures), as the processed object (single crystal of calcium fluoride) becomes larger. In other 
ss words, it is preferable to subdivide (add one, or two or more cooling processes at a speed which is lower than the 
cooling speed during a single stage) the cooling process in the high temperature range and/or middle temperature 
range (in particular, the cooling process at high temperatures) as the processed object (single crystal of calcium fluoride) 
becomes larger, to the extent that productivity can be adequately maintained. In this case, along with the increase in 



11 



nrirv /CD no^oi^-7A9 i •* 



EP 0 939 147 A2 

the number of subdivisions, the entire high temperature range and/or middle temperature range can be expanded. 
[0082] In addition, as the processing object (single crystal of calcium fluoride) becomes larger, it is preferable that 
the temperature ranges in which the second and third temperatures are included are raised (shifted to a higher tem- 
perature) and the temperature ranges are narrowed to the extent that the productivity can be sufficiently maintained. 
s For example, as the processed object (single crystal of calcium fluoride) becomes larger it is preferable to change the 
temperature range of 600 to 800 °C or the range of (or around) 700 °C to 900 °C, in which the second temperature is 
included, to a higher or narrower range such as 650 °C to 850 °C, 750 °C to 950 °C, 700 °C to 800 °C, 800 °C to 900 
°C, 800 °C toB50 o C : 850 °C to 900 °C, or 900°Cto 950 °C, to the extent that productivity can be sufficiently maintained. 
[0083] Alternatively, as the processed object (single crystal of calcium fluoride) becomes larger, it is preferable to 
io appropriately use together some conditions such as the subdivisions of the cooling process, expansion or reduction 
of the temperature ranges in which the second and third temperature are included, and the shifting of each temperature 
range to a higher temperature, to the extent that productivity can be sufficiently upheld. By having said structure, even 
if the processed object (single crystal of calcium fluoride) is further enlarged, not only can a single crystal of calcium 
fluoride with a large diameter having superior optical properties, which can be used for photolithography with a wave- 
rs length of 250 nm or less, be obtained, but also productivity can be sufficiently maintained. 

[0084] The manufacturing method of the single crystal of calcium fluoride of the present invention is effective for 
obtaining a single crystal of calcium fluoride with a large diameter (0 230 mm or greater) that can be used in an optical 
system for photolithography with a wavelength of 250 nm or less (in particular, a wavelength of 200 nm or less). In 
addition, the manufacturing method of the single crystal of calcium fluoride of the present invention is effective for 
20 obtaining a single crystal of calcium fluoride with a large diameter (0 230 mm or greater) and a difference in the refractive 
index An of 2 x 10' 6 or less that can be used in an optical system for photolithography with a wavelength of 250 nm or 
less (in particular, a wavelength of 200 nm or less). 

[0085] Moreover, the manufacturing method of the single crystal of calcium fluoride of the present invention is effec- 
tive for obtaining a single crystal of calcium fluoride with a large diameter (0 230 mm or greater) and a double refraction 
value in the direction of the axis of light of 2 nm/cm or less : which can be used in an optical system for photolithography 
with a wavelength of 250 nm or less (in particular, a wavelength of 200 nm or less). 

[0086] Furthermore, the manufacturing method of the single crystal of calcium fluoride of the present invention is 
effective for obtaining a single crystal of calcium fluoride with a large diameter (0 230 mm or greater) and a double 
refraction value in the off-axis direction perpendicular to the axis of light of 5 nm/cm or less, which can be used in an 
optical system for photolithography with a wavelength of 250 nm or less (in particular, a wavelength of 200 nm or less). 
[0087] As described above, calcium fluoride with a small double refraction, which could not be achieved with calcium 
fluoride of 0 230 mm or greater, becomes possible with the present invention. Therefore, calcium fluoride that can be 
used in practice for photolithography (with a wavelength of 250 nm or less, and in particular, a wavelength of 200 nm 
or less) can be supplied, in addition, the uniformity of the refractive index has reached adequate uniformity. Namely, 
35 in the past, a single crystal of calcium fluoride with a large diameter (0 230 mm or greater) and a small double refraction 
value for photolithograpby (wavelength of 200 nm or less) could not be obtained, however, it is now possible to man- 
ufacture such a crystal with the present invention. 

[0088] The measurement of the double refraction for a material (calcium fluoride) with a diameter of 250 mm and a 
thickness of 60 mm was carried out in the direction perpendicular to the plane (hereinafter referred to as the direction 
of the axis of light) and in the direction perpendicular to that (hereinafter referred to as the off-axis direction). There 
was a rotation of 360 degree in the off-axis direction, however, when the measurement was carried out it was found 
that they had approximately the same value. In addition, it was found that the one in the off-axis direction had twice- 
the optical path difference per unit length tgan the one in the direction of the axis of light. 

[0089] It is preferable that the manufacturing device used for the present invention, in order to obtain calcium fluoride 
with superior optical properties with annealing, is comprised of a container to surround the processed object (calcium 
fluoride) and a heating device external to it. In addition, it is desirable for the processed object (calcium fluoride) to not 
experience an unevenness in temperature during the annealing process. An atmosphere of inert gas, a vacuum at- 
mosphere or a fluorine atmosphere are used for the atmosphere during the annealing process, because the oxidation 
reaction of calcium fluoride progresses in an ordinary atmosphere at 700 °C or greater. 

[0090] The present invention is described in detail using embodiments as follows, however, the present invention is 
not limited to these examples. 

Third Preferred Embodiment 

ss [0091] The manufacturing device of the present embodiments, having the purpose of obtaining calcium fluoride with 
superior optical properties using an annealing process, is comprised of a sealable first container (stainless container) 
that is sealed and vacuumed after a single crystal of calcium fluoride to be annealed is placed in it, a second container 
(carbon container) with the single crystal of calcium fluoride and a fluorination agent placed in it, which is arranged in 
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said first container, a vacuuming system connected to said first container and a heater arranged external to said first 
container. 

[0092] Using this device, a single crystal of calcium fluoride with large diameter (0 230 mm or greater) having superior 
optical properties that can be used for photolithography with a wavelength of 250 nm or less was obtained by annealing 
s calcium fluoride with a size of 0240 mm x 50 mm with the following schedule. As shown in Fig. 4, the entire process 
takes approximately 24 days. 



TABLE 4 



I Temperature schedule 


Speed of temperature change 


Required time 


20- 1080 °C 


40 °C/h 


27 h 


1080- 1080 °C 




48 h 


1080 -750 °C 


1.2 °C/h 


275 h 


750- 500 °C 


2°C/h 


125 h 


500 - 20 °C 


5°C/h 


96h | 



[0093] In other words, with the manufacturing method of the present embodiment, the maximum temperature of the 
20 annealing was set to be 1080 °C (first temperature within the range of 1020 °C to 1150 °C) and maintained for a 
designated period of time (48 hours). During the cooling process in the high temperature range from said first temper- 
ature to 750 °C (second temperature in the range of 600 °C to 800 °C or in the range of 700 °C to 900 0 C), the cooling 
speed was set to be 1 .2 °C/hour (1 .2 °C/hours or less). 

[0094] In addition, during the cooling process in the medium temperature range, from said second temperature to 
2S 500 °C (third temperature in the range of 400 °C to 500 °C or 500 °C to 600 °C), the cooling speed was set to be 2 
°C/hour (3 °C/hour or less) and during the cooling process in the low temperature range, from said third temperature 
to room temperature, the cooling speed was set to be 5 °C/hour (5 °C/hour or less). 

[0095] The double refraction and the uniformity of the refractive index of the manufactured single crystal of caldum 
fluoride was measured. The maximum value of the double refraction (in the direction of the axis of light) was 1 .7 nm/ 
30 cm and the off -ax is strain (double refraction in the off -axis direction) was 4 nm/cm. In addition, the uniformity of the 
refractive index was An = 1 .8E-6, and the RMS (root mean square) after spherical adjustment was 65E - 4k (X = 632.8 
nm). It had highly superior optical properties that can be used for photolithography with a wavelength of 250 nm or 
less (in particular, a wavelength of 200 nm or less). 

[0096] In the present embodiment, because the cooling speed during the cooling process in the high temperature 
5 5 range has a particularly great effect on the improvement of the optical properties of the processed object (single crystal 
of calcium fluoride), cooling was conducted in the high temperature range with sufficient slowness. During the cooling 
process at the middle and low temperature ranges, which has less of such an effect, the cooling was accelerated when 
the temperature decreased. Therefore, a balance between the effect of improving the optical properties of the processed 
object (single crystal of calcium fluoride) and productivity was achieved. 
40 [0097] Therefore, with the present embodiment, it is possible to obtain a single crystal of calcium fluoride with a 
uniform refractive index and sufficiently small double refraction, which can be used in an optical system for photoli- 
thography. Not only is it possible to obtain a single crystal of calcium fluoride with a large diameter (0 230 mm or 
greater) having superior optical properties, which can be used in particular for photolithography with a wavelength of 
250 nm or less, but also productivity can be adequately maintained. 

45 

Fourth Preferred Embodiment 

[0098] Using the same device as in the third preferred embodiment, a single crystal of calcium fluoride with a large 
diameter (0 230 mm or greater) having superior optical properties, which can be used for photolithography with a 
so wavelength of 250 nm or less, was manufactured by annealing calcium fluoride with a size of 0 260 mm x 60 mm, with 
the following schedule. As shown in Fig. 5, the entire process takes approximately 32 days. 



TABLE 5 



Temperature schedule 


Speed of temperature change 


Required time | 


20- 1080 °C 


- — 40°C/h 


27 h 


1080- 1080 °C 




48 h [ 
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TABLE 5 (continued) 



Temperature schedule 


Speed of temperature change 


Required time 


1080- 750 °C 


0.7 °C/h 


471 h 


750 to 700 °C 


1 °C/h 


50 h 


700 - 500 °C 


3 °C/h 


67 h 


500 - 20 °C 


5 °C/h 


96 h 



10 

[0099] In other words, with the manufacturing method of the present embodiment, the maximum temperature was 
set to be 1080 °C (first temperature in the range of 1020 to 1150 °C) and it was maintained for a designated period of 
time (48 hours). During the cooling process in the high temperature range from said first temperature to 750 °C (second 
temperature in the range of 600 °C to 800 °C or in the range of 700 °C to 900 °C), the cooling speed was set to be 

1S 0.7°C/h (1.2°C/hor less). " 

[0100] During the cooling process in the middle temperature range, from said second temperature to 500 °C (third 
temperature in the range of 400 °C to 500 °C or in the rang© of 500 °C to 600 °C), cooling was carried out at 1 °C/h 
(3 °C/h or less) from 750 °C to 700, and at 3 °C/h (3 °C/h or less) from 700 °C to 500 °C (two-stage cooling process). 
Then, during the cooling process in the low temperature range, from said third temperature to room temperature, the 

20 cooling speed was set to be 5 °C/h (5 °C/h or less). 

[0101] The double refraction and the uniformity of the refractive index of the manufactured single crystal of calcium 
fluoride were measured. The maximum value of the double refraction (in the direction of the axis of light) was 1 .9 nm/ 
cm and the off-axis strain (double refraction in the off-axis direction) was 5 dm/cm. In addition, the uniformity of the 
refractive index was An = 1 .4E-6, and the RMS (root mean square) after spherical adjustment was 72E - AX (k=632.B 

2S nm). It had highly superior optical properties, which can be used for photolithography with a wavelength of 250 nm or 
less (in particular, a wavelength of 200 nm or less). 

[0102] In the present embodiment, because the cooling speed during the cooling process in the high temperature 
range has a particularly great effect on the improvement of the optical properties of the processed object (single crystal 
of calcium fluoride), cooling was conducted in the high temperature range with sufficient slowness. During the cooling 
30 process in the middle and low temperature ranges, which has less of such an effect, the cooling was accelerated when 
the temperature decreased. Therefore, a balance between the effect of improving the optical properties of the processed 
object (single crystal of calcium fluoride) and productivity was achieved. 

[0103] Therefore, with the present embodiment, it is possible to obtain a single crystal of calcium fluoride with a 
uniform refractive index and a sufficiently small double refraction, which can be used for photolithography. Not only is 
3S it possible to obtain a single crystal of calcium fluoride with a large diameter (0 230 mm or greater) having superior 
optical properties, which can be used in particular for photolithography with a wavelength of 250 nm or less, but also 
productivity can be adequately maintained 

[0104] In the present embodiment, the cooling process in the medium temperature range had two stages (750 °C 
to 700 0 C: with a cooling speed of 1 *C/h ; 700 °C to 500 °C: with a cooling speed of 3 °C/h). As described above, as 

40 the processed object (single crystal of calcium fluoride) becomes larger, it is desirable to change the cooling process 
in the high temperature and/or medium temperature range from a single stage (single cooling speed) to multiple stages 
(two or more cooling speeds). Namely, as the proposed object (single crystal of calcium fluoride) becomes larger, it is 
preferable to subdivide the cooling process in the high temperature and/or medium temperature range (add one, or 
two or more cooling processes at a speed that is lower than a cooling speed in a single stage) to the extent that 

45 productivity can be sufficiently maintained. By having said structure, even if the processed object (single crystal of 
calcium fluoride) is further enlarged, not only is it possible to obtain a single crystal of calcium fluoride with a large 
diameter having superior optical properties that can be used for photolithography with a wavelength of 250 nm or less, 
but also productivity can be sufficiently maintained. 

so Second Comparative Example 

[0105] Using the same device as in the third embodiment, a single crystal of calcium fluoride was manufactured by 
annealing calcium fluoride with a size of 0 240 mm x 50 mm with the following schedule. As shown in Fig 6, the entire 
process takes approximately 22 days. 

55 
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TABLE 6 



Temperature schedule 


Speed of temperature change 


Required time 


| 20- 1080 °C 


40 e C/h 


27 h 


| 1080- 1080 °C 




48 h 


I 1080- 900 °C 


0.7 °C/h 


257 h 


900 - 20 °C 


5 °C/h 


176 h 



[0106] In other words, in the manufacturing method of the present comparative example, the maximum temperature 
of the annealing was set to be 1080 °C and it was maintained for a designated period of time (48 hours). Then it was 
cooled at a speed of 0.7 °C/h to 900 °C. Then Irom 900 °C to room temperature, the cooling speed was set to be 5 
°C/h in order to have better productivity. 

[0107] The double refraction and the uniformity of the refractive index of the manufactured single crystal of calcium 
fluoride was measured. The maximum value of the double refraction (in the direction of the axis of light) was 3.9 nm/ 
cm and the off-axis strain (double refraction in the off-axis direction) was 11 nm/cm. In addition, the uniformity of the 
refractive index was An = 3. 1E-6, and the RMS (root mean square) after the spherical adjustment was 227E - AX (k 
= 632.8 nm). Therefore, it did not possess optical properties that could be used for photolithography with a wavelength 
of 250 nm or less. Namely, in the present comparative example, during the cooling process in the high temperature 
range (1080 to 900 °C), which has a very large effect on the improvement of the optical properties of the processed 
object (single crystal of calcium fluoride) due to the cooling speed, cooling was carried out with sufficient slowness, 
however, the cooling after that (900 °C to 20 °C) was so fast that a single crystal of calcium fluoride with superior optical 
properties that could be used for photolithography with a wavelength of 250 nm or less could not be obtained 
[0108] As described above, with the present invention, a single crystal of calcium fluoride with superior uniformity of 
the refractive index and a sufficiently small double refraction, which can be used in an optical system for photolithog- 
raphy can be obtained. In particular, a single crystal of calcium fluoride with a large diameter (0 230 mm or greater) 
having superior optical properties, which can be used for photolithography with a wavelength of 250 nm or less can 
be obtained. In addition, the present invention, not only can a single crystal of calcium fluoride with a large diameter 
(0 230 mm or greater) having superior optical properties be obtained, but also productivity can be sufficiently main- 
tained. 

[0109] With the present invention calcium fluoride with a small double refraction, which has been impossible in the 
past for a large calcium fluoride of 0 230 mm or greater, can be obtained. Therefore, calcium fluoride that can be used 
in practice for photolithography (wavelength of 200 nm or less) can be supplied. In addition, the uniformity of the 
refractive index has reached a sufficient uniformity. The period of time required for the annealing process is 4 to 5 
weeks. This period of time is not a problem for production, and costs can be maintained at a minimum. 
[0110] It will be apparent to those skilled in the art that various modifications and variations can be made in the 
manufacturing method for calcium fluoride and calcium fluoride for photolithography of the present invention without 
departing from the spirit or scope of the invention. Thus, it is intended that the prevent invention coverthe modifications 
and variations of this invention provided they come within the scope of the appended claims and their equivalents. 



Claims 

1. A manufacturing method for a single crystal of calcium fluoride, having its optical properties improved through an 
annealing process comprising the steps of: 

providing a single crystal of calcium fluoride in a sealable container, sealing said container with a vacuum, then 
heating said container with a heater arranged external to said container such that a temperature inside said 
container is raised to a first temperature, which is lower than a melting point of said single crystal of calcium 
fluoride, 

maintaining the temperature inside said container at said first temperature for a designated period of time, 
lowering the temperature inside said container to room temperature, wherein, 
the first temperature is between 1020 °C to 1150 °C. 

2. A manufacturing method according to claim 1 or 9, wherein the step of lowering the temperature comprises de- 
creasing the temperature from said first temperature to room temperature at a rate of 2 °C/hour or less. 



BEST AVAILABLE COPY 

15 



EP0 939 147 A2 

3. A manufacturing method according to claim 1 or 9, wherein the step of lowering the temperature comprises de- 
creasing the temperature from said first temperature to a second temperature, which is in the range of around 600 
°C to 900 °C. at a rate of 2 °C/hour or less. 

4. A manufacturing method according to claim 3, wherein the step of lowering the temperature comprises decreasing 
the temperature from said second temperature to room temperature at a rate of 5 °C/hour or less. 

5. A manufacturing method according to claim 1 or 9, wherein a single crystal of calcium fluoride with a diameter of 
0 200 mm or greater, which can be used in an optical system for photolithography, can be obtained. 

6. A manufacturing method according to claim 5 or 20 or 22, wherein a single crystal of calcium fluoride with a dif- 
ference in the refractive index, An, equal to 2 x 10" 6 or less can be obtained. 

7. A manufacturing method according to claim 5 or 20 or 22, wherein a single crystal of calcium fluoride with a double 
refraction value, in a direction of the axis of light, of 2 nm/cm or less can be obtained. 

8. A manufacturing method according to claim 5 or 20 or 22, wherein a single crystal of calcium fluoride with a double 
refraction value, in an off-axis direction perpendicular to the axis of light, of 5 nm/cm or less can be obtained. 

9. A manufacturing method for a single crystal of calcium fluoride having its optical properties improved comprisinq 
the steps of: r y 

providing a single crystal of calcium fluoride and a fluorination agent in a second container arranged in a 
sealable first container, sealing said first container with a vacuum, then 

heating said first container with a heater arranged external to said first container such that a temperature inside 
said second container is raised to a first temperature, which is lower than a melting point of said single crystal 
of calcium fluoride, while said second container is filled with a fluorine gas atmosphere, 
maintaining the temperature inside said second container at the first temperature for a desiqnated period of 
time, 

lowering the temperature inside said first container and the temperature inside said second container to room 
temperature, 

opening the inside of said first container to a normal atmosphere, wherein 
the first temperature is between 1020 °C and 1150 °C. 

10. A single crystal of calcium fluoride for photolithography, having a wavelength of 250 nm or less, with a diameter 
~ of <|> 200 mm or greater, with a double refraction value, in the direction of the axis of light, that is 2 nm/cm or less. 

11. A single crystal of calcium fluoride according to claim 10, wherein the double refraction value in the off-axis direction 
perpendicular to the axis of light is 5 nm/cm or less. 

12. A single crystal of calcium fluoride according to claims 10 or 11 , wherein a difference in a refractive index An is 
2 x 10" 6 or less. 

13. A manufacturing method for a single crystal of calcium fluoride, having its optical properties improved comprisina 
45 the steps of k y 

providing a single crystal of calcium fluoride in a sealable container, sealing said container with a vacuum then 
heating said container with a heater arranged external to said container such that a temperature inside said 
container is raised to a first temperature, which is lower than a melting point of said single crystal of calcium 
50 fluoride, 

maintaining the temperature inside said container at said first temperature for a designated period of time, 

lowering the temperature inside said container to room temperature, 

wherein, 

a balance between an effect of improving the optical properties of said single crystal of calcium fluoride and 
- - - the P roduct »vity, including delivery time and post, is achieved, such that, during a high temperate range the 
temperature is lowered at a slow rate, and during a low temperature range that is lower than the high temper- " 
ature range, the temperature is lowered faster as the temperature becomes lower. 
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14. A manufacturing method for a single crystal of calcium fluoride, having its optical properties improved comprising 
the steps of: 

providing a single crystal of calcium fluoride in a sealable container, sealing said container with a vacuum, then 
heating said container with a heater arranged external to said container such that a temperature inside said 
container is raised to a first temperature, which is lower than a melting point of said single crystal of calcium 
fluoride, 

maintaining the temperature inside said container at said first temperature for a designated period of time, 

lowering the temperature inside said container to room temperature, 

wherein, 

said container is filled with an inert gas, and the inside of said container is maintained at an atmosphere of 
approximately 1 atm such that said single crystal of calcium fluoride is not oxidized. 

15. A manufacturing method for a single crystal of calcium fluoride having its optical properties improved comprising 
the steps of: 

providing a single crystal of calcium fluoride and a fluorination agent in a second container arranged in a 
sealable first container, sealing said first container with a vacuum, then 

heating said first container with a heater arranged external to said first container such that the temperature 
inside said second container is raised to a first temperature, which is lower than a melting point of said single 
crystal of calcium fluoride, while said second container is filled with a fluorine gas atmosphere, 
maintaining the temperature inside said second container at the first temperature for a designated period of 
time, 

lowering the temperature inside said second container to room temperature, and 

opening the inside of said first container to a normal atmosphere, 

wherein, 

at a minimum, in order to prevent oxidation of said single crystal of calcium fluoride during the process, the 
process is carried out such that said fluorination agent is vaporized and becomes a fluorine gas atmosphere 
inside of said second container, while a pressure inside said first container is maintained at approximately 1 
atm. 

16. A manufacturing method for a single crystal of calcium fluoride having its optical properties improved comprising 
the steps of: 

maintaining said single crystal of calcium fluoride at a maximum first temperature which is within the range of 
1020 °C to 1150 °C, for a designated period of time, and 

lowering the temperature of said single crystal of calcium fluoride to a second temperature, which is in the 
range of around 600 0 C to 900 °C at a rate of 1.2 °C/hour or less. 

17. A manufacturing method according to claim 1 6 or 1 9 or 21 , wherein the step of lowering the temperature comprises 
decreasing the temperature from said second temperature to a third temperature, which is in the range o1 around 
400 °C to 600 °C, at a rate of 3 D C/hour or isss. 

1 8. A manufacturing method according to claim 1 7, wherein the step of lowering the temperature comprises decreasing 
the temperature from said third temperature to room temperature at a rate of 5 °C/hour or less. 

19. A manufacturing method for a single crystal of calcium fluoride, having its optical properties improved comprising 
the steps of: 

providing a single crystal of calcium fluoride in a sealable container, sealing said container with a vacuum, then 
heating said container with a heater arranged external to said container such that a temperature inside said 
container is raised to a first temperature, which is lower than a melting point of said single crystal of calcium 
fluoride, 

maintaining the temperature inside said container at the first temperature for a designated period of time, 

lowering the temperature inside said container to room temperature, 

wherein, 

the first temperature, which is between 1020°C and 1150 °C, is lowered to a second temperature, which is in 
the range of around 600 °C to 900 °C, at a rate of 1 .2 °C/hour or less. 
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20. A manufacturing method according to claim 19, wherein a single crystal of calcium fluoride with a diameter of o 
230 mm or greater, which can be used for the optical system for photolithography, can be obtained. 

21. A manufacturing method for a single crystal of calcium fluoride having its optical properties improved comprising 
the steps of: 

providing a single crystal of calcium fluoride and a fluorination agent in a second container arranged in a 
sealable first container, sealing said first container with a vacuum, then 

heating said first container with a heater arranged external to said first container such that a temperature inside 
said second container is raised to a first temperature, which is lower than a melting point of said single crystal 
of calcium fluoride, while said second container is filled with a fluorine gas atmosphere, 
maintaining the temperature inside said second container at said first temperature for a designated period of 
time, 

lowering the temperature inside second container to room temperature, 
15 opening the inside of said first container to a normal atmosphere, 

wherein, 

the first temperature is between 1020 °C and 1150 °C, and 

the temperature is decreased from said first temperature to a second temperature, which is in the range of 
around 600 to 900 °C, at a rate of 1 .2 °C/hour or less, 

20 

22. A manufacturing method according to claim 21 , wherein a single crystal of calcium fluoride with a diameter of 0 
230 mm or greater, which can be used for the optical system for photolithography, can be obtained. 

23. A single crystal of calcium fluoride for photolithography having a wavelength of 200 nm or less, with a diameter of 
2$ 0 230 mm or greater, wherein a double refraction value, in a direction of the axis of light, is 2 nm/cm or less. 

24. A single crystal of calcium fluoride according to Claim 23, wherein the double refraction value in an off-axis direction 
perpendicular to the axis of light is 5 nm/cm or less. 

30 25. A single crystal of calcium fluoride according to Claims 23 or 24, wherein the difference in the refractive index, An, 
is 2 x 10 -6 or less. 
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(54) A manufacturing method for calcium fluoride and calcium fluoride for photolithography 



(57) A manufacturing method for a single crystal of 
calcium fluoride by which it is possible to obtain a single 
crystal of calcium fluoride with adequately small double 
refraction, which can be used in optical systems for pho- 
tolithography, and in particular, a single crystal of calci- 
um fluoride with a large diameter (0 200 mm or larger) 
having superior optical properties, which can be used 
for photolithography with a wavelength of 250 nm or 
less. A manufacturing method for a single crystal of cal- 
cium fluoride, having its optical properties improved 
through an annealing process in which a single crystal 
of calcium fluoride is contained in a sealable container, 
and said container is scaled and vacuumed, followed 
by, a process of heating with a heater arranged external 
to said container so that the temperature inside said 
container is raised to a first temperature, which is lower 
than the melting point of said single crystal of calcium 
fluoride, a process by which the temperature inside said 



container is maintained at said first temperature for a 
designated period of time, and a process by which the 
temperature inside said container is lowered to room 
temperature, wherein, the maximum temperature of the 
annealing process is set to be a first temperature within 
the range of 1020 to 1150 °C. Also provided is a manu- 
facturing method for a single crystal of calcium fluoride 
having its optical properties improved through an an- 
nealing process such that, its maximum temperature 
during.i; -c thermal process is set to a first temperature 
which is within the range of 1 020 to 1 1 50 • C, and which 
is maintained for a designated period of time, and its 
cooling speed for reaching a second temperature, which 
is in the range of (or around) 600 to 800 ° C, from said 
first temperature is set to be 1 .2 °C/hour or less, or its 
cooling speed for reaching a second temperature, which 
is in the range of (or around) 700 to 900 ° C, from said 
first temperature is set to be 1 .2 °C/hour of less. 
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